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TABLE S1. Definition of the CAS reference spaces S3 Figure S1 . Orbitals for the twisting angles 0 and 30 S4 Figure S2 . Orbitals for the twisting angles 60 and 90 S5 Figure S3 . Potential energy curves along the twisting angle  and charge transfer S6 Figure S4 . Potential energy surfaces along the twisting () and wagging () coordinates for nonequilibrium solvent conditions S4 for the energy). The convergence criteria for the geometry optimization were: for the maximal coordinate change 10 -3 Å and for the maximal gradient change 10 -3 aJ/Å; 210 -4 Å for the root mean square (RMS) error in the coordinates and 210 -4 aJ/Å RMS error in the gradient. The convergence threshold for the excitation ADC(2) energy calculations is 10 -7 a.u. for the residual vector. For the ADC(2) geometry optimizations the convergence criteria were: energy change < 10 -6 a.u., RMS gradient and displacement vector < 5 10 -4 a.u., maximum gradient and displacement vector < 10 -3 a.u. 
S3
TABLE S1: Definition of the CAS reference spaces (10,9), (8,7) and (6,5) used in the MRCI calculations of DMABN in C 2v symmetry.
(10,9) (8,7) (6,5)
Frozen orbitals
Reference doubly occupied 12 1 9 1 12 2 9 1 12 3 9 1
Active orbitals 
